S.3 Clean-up and analysis of PCDD/F
Gas phase (XAD-2 resin, toluene, and adsorbed condensate) and solid phase (fly ash residue)
samples were Soxhlet-extracted with toluene for 24 h. Before Soxhlet extraction the sample was spiked with 10 μL EPA1613-LCS standards. Then the extract was concentrated to 1-2 mL with a rotary evaporator and diluted with hexane to 10 mL. After adding 25 μL1613-ISS clean up internal standard, half of the concentrated solution went to sample clean-up including a multi-silica gel column and a basic-alumina column, while the other half was kept at 4 °C for possible reworking of the pre-treatment.
The eluate was blown by nitrogen and kept at 4 °C after adding 1613-ISS standards and waited for analyses.
All analyses were performed by means of High Resolution Chromatography with a DB-5MS column (60 m × 0.25 mm × 0.25μm) coupled with High Resolution Mass Spectrometry (JMS-800D, JEOL, Japan). The temperature program for GC oven was as follows: initial temperature 75 °C, held for 2 min; 75-150 °C at15 °C min -1 ; 150-290 °C at 2.5 °C min -1 , then held for 1 min. Carrier gas, helium (99.999 %), 1.2 ml min -1 . The isotope standards were purchased from Cambridge Isotope
Laboratories. The target compounds were all tetra-to octa-CDD/F as well as the seventeen 2, 3, 7,
8-substituted PCDD/F.  The extent of experimental error and variability between the values for the successive conditions of the MFA.  The considerable increase of Fe, Cr, Ni and Mn, after 1 h (+13.8, +16.7, +16.9, +16.4, +17.7%) and 8 h (6.3%, 4.2%, 4.8%, 4.2%, 4.0%). This increase is due to attrition of the steel elements during milling.  Sum elements may give rise to volatile compounds. These are C, S, Cl and (as chlorides) Na, K, Cu… Time, h  0h  1h  8h  0h  1h  8h  0h  1h  8h  0h  1h  8h  0h  1h  8h   1368  13  16  24  15  13  15  18  18  13  23  27  32  35  6  16   1379  7  10  17  9  7  9  10  10  7  17  14  17  225123679+  23  21  24  22  22  20  21  22  21  30  31  31  30  33  17 
S.4 Composition of MFA samples

